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1. Introduction  
With the trend in miniaturisation of electronic, optoelectronic or photonic devices, it 
becomes necessary to control, at the highest level, the number and positioning of dopant 
atoms which are introduced in the devices by ion implantation. As well, new promissing 
fields of research like quantum information processing in the solid-state also require an 
exact placement of implanted atoms which could be operated as the quantum bits of a 
future quantum computer (Ladd, 2010). In these purposes, an ideal ion implantation setup 
would provide deterministic single ions and nanometer spatial resolution.  
In this chapter we will mainly focus on the resolution of ion implantation in the keV to MeV 
energy range. We will review the different ion implantation setups available at Bochum 
university and show the precision at which ions can be implanted along the whole energy 
range, that is from surface to bulk implant. Particular attention will be given to the 
“nanoimplanter” system with which a lateral resolution of 15 nm has been demonstrated. 
The nanoimplanter combines a low energy (5 kV) ion beam with the tip of an atomic force 
microscope (AFM) in which a nano-hole is drilled and used as a movable mask. 
Furthermore, a technique able to deterministically implant single ions will be presented. A 
section will also be dedicated to our work oriented towards the creation of defect centres in 
diamond which can find applications for many purposes: quantum computing, single 
photon sources, magnetometry, bio-labelling, drug delivery or sub-diffraction optical 
imaging. This latter application is directly beneficial for the ion implantation community: 
single defects related to nitrogen in diamond and produced by ion implantation can be 
imaged with a resolution of 6 nm. Sub-diffraction optical imaging offers a unique way to 
visualize single implanted ions at a precision approaching the one of the lattice parameter. 
We will use this technique along the chapter in order to precisely determine the resolution 
which can be achieved by the different ion implantation techniques. We have therefore 
implanted nitrogen ions in diamond with each of these techniques at the highest focus 
possible and used optical nanoscopy to directly image the implantation spots. Although we 
present here results obtained with nitrogen, the ion accelerators are versatile and the 
implantation can be extended to any kind of ions at the same resolution. 
2. Spatial resolution of ion implantation and its limiting factors 
In the process of ion implantation, the spatial resolution is defined as the precision in the 
final position of an implanted ion in the target material. It can be seen as a volume 
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distribution in which the implanted ions will end up. To some extend, in the case of a single 
ion, the spatial resolution can be assimilated as a position uncertainty around a most 
probable position. In this chapter, we will discuss mainly the lateral resolution. The depth 
resolution (implantation depth and its uncertainty) is directly related to the kinetic energy of 
the ion and it will be considered to have only intrinsic physical limitations. We assume that 
for all the implantation techniques presented here, the ion kinetic energy E is well known 
and that E/E is negligeable. 
The lateral resolution is also intrinsically-limited due to ion-matter interactions. However, 
the technical limitations related to the focusing capabilities of the implantation setup are in 
most cases predominant. In this section, the intrinsic limitations will be first briefly reviewed 
while the techniques to obtain the best focus will be presented in detail and discussed in 
section 4.  
2.1 Ion straggle 
Whatever the focusing capabilities of an ion implantation setup, ion straggle represents a 
physical intrinsic limit of the spatial resolution which can be achieved. For a kinetic ion 
propagating into a target material, straggling occurs due to the multiple collisions that the 
ion experiences at the atoms of the material. It results in a broadening of the implantation 
volume and can be associated to an uncertainty in the final position of each single implanted 
ion. The straggle is defined as the square-root of the variance of the ion distribution. It is a 
complex process which depends on several parameters such as the ion kinetic energy, the 
nature of the target material, the temperature, the crystal orientation, etc.  
 
Fig. 1. (a) Optical image (side view) of a diamond sample implanted with a 3 MeV focused 
proton beam at high fluence. (b) SRIM simulation of 3 MeV protons implanted in diamond. 
(c) Plot of the ion range and straggle (lateral and longitudinal) simulated with SRIM for 
hydrogen and nitrogen implanted into diamond.  
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Figure 1a is an experimental illustration of ion straggle. It shows the side-view of a diamond 
implanted at high fluence with 3 MeV protons. Defects are created along the whole ion 
trajectory, mainly vacancies and interstitials. Above a certain ion fluence, the diamond 
structure gets amorphised, allowing to “see” the implantation-induced defect region. At this 
energy, most of the protons stop at the average depth of 49 µm, where a lateral broadening 
associated to straggle can be observed. In this experiment, the ion beam size is about 8 µm 
and the lateral resolution of the implantation is broadened up to around 10 µm due to 
straggle. This experiment can be simulated using SRIM (Ziegler, 2008) as shown in figure 1b. 
The obtained ion range is 48 µm with a lateral straggle of 1.3 µm. Figure 1c is a plot of ion 
range (depth) and straggle as a function of ion energy in the case of nitrogen or hydrogen 
ions implanted in diamond, simulated with SRIM. This graph shows that for applications 
requiring very high precision in the implantation of impurity atoms and aiming at 
nanometer resolution, a low ion energy has to be used in order to ensure a low ion straggle. 
2.2 Ion channeling 
Ion channeling is another effect which may be important while implanting ions into 
crystal substrates. Ions propagating along low-index crystallographic axes and planes 
penetrate deeper and produce less defects. Channeling leads therefore to a loss of the 
resolution in the depth direction. For a given crystal axis of the target material, channeling 
occurs within an acceptance angle around this axis depending on several parameters 
including ion nature, ion energy and sample temperature (Hobler, 1996). The part of the 
implanted ions undergoing channeling is hardly predictable. An experimental 
characterisation of channeling in the case of nitrogen ions implanted in diamond has been 
shown recently using secondary ion mass spectrometry (Toyli, 2010). The measured depth 
profiles show that a small part of the implanted ions can penetrate twice deeper as the 
main implantation depth. 
In order to avoid channeling during implantation, the sample has to be tilted away from any 
channeling direction. In the case of a substrate cut along one of the principal 
crystallographic planes, an angle of 7° with respect to the ion beam is generally the best 
compromise. This is used in semiconductor technology with cubic semiconductors like 
silicon and germanium. 
2.3 Other factors 
Due to the damage induced by ion implantation, the samples generally need to be annealed 
in order to restore the crystal lattice. The heating process may lead to diffusion of the 
implanted species and therefore a broadening of the implanted volume and a loss in the 
resolution. In the case of diamond, the diffusion of impurity atoms is extremely small 
(Craven, 2009; Harte, 2009) and, under the annealing conditions that we use (2 hours at 
800°C), the implanted nitrogen atoms do not diffuse to a measurable extent. This is an 
important point since the determination of the ion implantation resolution will be measured 
in diamond samples that are annealed after being implantated. 
In the case of insulating samples, the surface can charge up during ion implantation. This 
phenomenum may be important especially in the case of low energy ions which can be 
electrostatically deviated from their initial trajectory. This possible loss of resolution can be 
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avoided by depositing a thin conductive layer on the sample before implantation or by 
exposing the sample to an electron shower. 
3. Optical nanoscopy to measure the spatial resolution 
In this section, we describe the optical methods that have been chosen to characterise the 
resolution of the different ion implantation techniques. We introduce the test “object” of the 
whole chapter, the nitrogen-vacancy (NV) centre in diamond, a very common defect in 
natural diamonds, responsible for pinkish colouration. Nowadays, synthetic diamonds with 
extremely low impurity levels can be grown by chemical vapour deposition (CVD). The 
concentration of nitrogen and boron (the most common impurity atoms in diamond) can be 
reduced to a few parts per billion. The availability of such pure substrates enables therefore 
an unambiguous optical characterisation of artificially-created defects. 
Recently, new optical imaging techniques have broken the diffraction limit. Especially, high 
resolution imaging has been demonstrated using NV centres as point objects to be imaged. 
One of these techniques called stimulated emission depletion (STED) microscopy will be 
introduced in this section (Hell, 1994). Using this method, NV centres have been revealed 
with a lateral resolution of ~ 6 nm (Rittweger, 2009). We propose therefore to use STED 
microscopy in order to characterise the focusing capabilities of our ion implantation 
techniques. Indeed, NV centres can be easily and reliably fabricated in diamond by 
implantation of nitrogen followed by annealing. Typically, annealing 2 hours at 800°C in 
vacuum allows to restore the crystal lattice and to form the N-V bonding by diffusion of 
vacancies to the nitrogen atoms. 
3.1 Imaging single defects in diamond 
Far-field optical microscopy using focused light is an efficient way to spatially map optical 
centres in diamond. There are hundreds of optical centres known in diamond. Amongst 
these defect centres, our interest for imaging the focus of ion beams goes to the nitrogen-
vacancy centre, for several reasons. The NV centre has strong optical absorption and 
emission, single centres can therefore be imaged using standard confocal microscopy 
(Gruber, 1997), it can be easily fabricated, it has a high temperature stability (up to 1500°C) 
and does not bleach under laser excitation. Figure 2a shows the structure of an NV centre. It 
consists of a substitutional nitrogen and a carbon vacancy at an adjacent lattice site. It can 
exist in different charge states. A room-temperature photoluminescence spectrum of a 
diamond containing NV centres is shown in figure 2b. This spectrum shows the zero 
phonon line of the negatively charged NV- centre at 637 nm and a broad vibronic band up to 
800 nm. The zero phonon line of the neutral NV0 is also visible at 575 nm. The inset in figure 
2b depicts the energy diagram of the negatively charged NV-. 
To image NV centres in diamond we use a homemade confocal microscope. An excitation 
laser beam is focused on the sample through a microscope objective down to an effective 
confocal volume of almost 1 µm3. The fluorescence light emitted from the excited volume is 
collected by the same objective and sent to the detection part of the microscope passing 
through a dichroic mirror (reflecting the excitation wavelength). The fluorescence is 
detected using an avalanche photodiode after passing through a confocal pinhole to increase 
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the signal-to-noise ratio. A typical saturation curve for a single NV centre (fluorescence 
intensity vs laser power) is plotted in figure 2d. To produce an image, the sample is scanned 
using a (x,y,z) piezo-element and the fluorescence is collected point after point (figure 2c). 
The optical resolution of a standard confocal microscope is limited by diffraction: single 
defects appear as a characteristic “confocal spot” of ~ 300 nm diameter. The resolution d is 
given by d =  / 2 NA where  is the optical wavelength and NA is the numerical aperture 
of the objective. 
 
Fig. 2. (a) Structure of a nitrogen-vacancy (NV) centre in diamond, made of a substitutional 
nitrogen atom and a neighbouring carbon vacancy. (b) Photoluminescence spectrum of an 
ensemble of NV centres at room temperature with laser excitation at 532 nm (courtesy of B. 
Naydenov). The inset is a simplified energy level diagram of the negatively charged NV 
centre (Manson, 2006). (c) Confocal scan of a diamond containing single NV centres. (d) 
Saturation curve of the fluorescence intensity of a single NV centre as a function of the laser 
power. 
If two or more emitting centres are separated by a distance smaller than the resolution of the 
microscope, they will not be optically resolved. Some of the ion implantation techniques 
presented in this chapter promise a beam focus in the range of tens of nanometers or even 
less. Confocal microscopy will therefore not provide enough optical resolution and sub-
diffraction imaging techniques will be required. 
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3.2 High-resolution optical microscopy 
A few new optical techniques have proven to break the diffraction barrier. One of these 
techniques is particularly adapted to image NV centres in diamond: stimulated emission 
depletion (STED) microscopy (Hell, 1994; Rittweger, 2009). STED microscopy is a far-field 
fluorescence microscopy technique which switches off fluorescent objects outside a nano-
sized region using the process of stimulated emission. The simplified scheme of a STED 
microscope is shown in figure 3. Two superimposed laser beams are required. A green 
excitation beam (532 nm) having a Gaussian intensity distribution and a second beam (775 
nm) having a torus intensity profile with a zero in the centre. The second beam is used in 
order to deplete by stimulated emission the excited level of the fluorescent objects excited by 
the first beam. Since the depletion beam has a zero of intensity in the centre, depletion 
occurs outside the centre, above a certain intensity threshold. A fluorescent object at the 
very centre is therefore not affected by the STED beam and shows normal fluorescence. The 
resolution d of a STED microscope scales with the square root of the intensity I of the 
depletion beam and is sensitive to the steepness of the intensity profile around the centre. It 
is described by: 
2 1 S
d
NA I I
   
where  is the optical wavelength, NA is the numerical aperture of the objective, and IS is the 
characteristic saturation intensity of the NV centres. The setup that has been used for the 
measurements presented in this chapter is equipped with pulsed excitation and depletion 
beams (~ 100 ps pulse duration). 
 
Fig. 3. Simplified scheme of the stimulated emission depletion (STED) microscope used at 
the Max Planck Institute in Göttingen, Germany (group of S. W. Hell). 
They are synchronized to arrive simultaneously on the sample. The fluorescence signal 
incoming from the reduced nano-sized area is collected after application of the pulses. The 
images are obtained by scanning the sample mounted on a piezo-stage. 
STED microscopy is possible with NV centres because they possess a strong electron-
phonon coupling and therefore a large PL sideband (excitation and depletion beam can be 
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spectrally well separated). Moreover, their high photo-stability allows to apply high laser 
intensities for the depletion beam and therefore to reach high resolutions. 
 
Fig. 4. Optical imaging by far field microscopy of NV centres created in diamond by 
implantation of 5 keV nitrogen ions through a 120 nm aperture (Pezzagna, 2010b). Optical 
measurements have been done at the MPI Göttingen, Germany (group of S. W. Hell). Both 
images are 300x300 nm² scans of the diamond surface. (a) Confocal imaging is diffraction-
limited to ~ 300 nm. (b) STED breaks the diffraction limit and allows to visualise each 
optical centre individually. (c) Intensity profile (line in (b)) of a single NV centre imaged by 
STED microscopy. 
An example of the imaging capabilities of STED microscopy in comparison with confocal 
microscopy can be seen in figure 4. In this purpose, NV centres have been created in 
diamond by implantation of nitrogen (5 keV, fluence 3x1013 cm-2) through a nano-aperture 
of diameter ~ 120 nm. Figure 4a shows the confocal fluorescence image of the diamond 
surface where the nitrogen ions have been implanted. From the observed bright spot it is 
impossible to retrieve the size of the aperture through which the NV centres have been 
created. The number of NV centres present within the spot may be estimated by integrating 
the intensity and comparing it to the intensity of a single NV centre. Note that for a small 
number of NV centres, the study of the photon statistics using a “Hanbury Brown Twiss 
interferometer” can also give access to the number of emitting centres (Jelezko, 2006). 
However, in both cases, no spatial information can be found. In contrast, the STED 
microscopy image is shown in figure 4b. Due to the strong increase in optical resolution, 
almost all NV centres can be imaged separately. This allows to determine precisely the size 
of the aperture used during the ion implantation. Note that implanting a higher nitrogen ion 
fluence and therefore obtaining a higher density of NV centre would give an even better 
image of the 120 nm aperture. Figure 4c shows the intensity profile of a single NV centre 
corresponding to the line in figure 4b. The optical resolution of the STED microscope is here 
about 10 nm.  
4. Ion implantation setups from keV to MeV 
In this section, the different ion implantation techniques that are in use at the university of 
Bochum are presented. They cover a wide ion energy range from keV to MeV and therefore 
implantation depths from the very first nanometers to several micrometers or tens of 
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micrometers. For each of these techniques we will show and discuss their capabilities in 
terms of resolution. 
4.1 4 MV Tandem accelerator 
Different types of accelerators provide ions with high kinetic energy. Ion implantations with 
kinetic energies from a few keV up to a few MeV can be produced by electrostatic 
accelerators. The main parts of an accelerator are the ion source, the generator which 
provides the acceleration voltage and the mass analyzing magnet. The setup of the ion 
source depends on the desired ion species and the requested ion current. There are a large 
number of sources available. The generation of the high voltage can be provided electrically 
(e.g. using a Crockoff-Walton circuit) or by mechanical charge transport as realized in a van 
de Graff or in a Pelletron accelerator. In the MeV regime, the electrical solutions provide a 
higher stability but are of higher complexity. The mass separation is easily achieved by 
magnetic fields. For low energy beams it is possible to install the mass separation before the 
acceleration takes place in order to reduce the necessary field strength. Beside these 
compounds, ion focusing and steering systems are necessary. The properties of an 
accelerator are defined by its energy resolution, beam size and current for a given ion 
species. The energy resolution E/E depends on the stability of the ion source and the high 
voltage generation. Using modern electronics, E/E < 105 are typically available.  
The 4 MV Dynamitron Tandem accelerator available at the university of Bochum can 
provide ions in the energy range 300 keV to around 50 MeV, depending on the ion charge 
state. Ion currents up to 100 µA can be reached. Elements are available as kinetic ions 
provided they can be negatively charged. This accelerator is suitable for deep implantation 
of ions in so-called bulk conditions, generally far from the surface influence. For the 
implantation of large structures in a short time, the system is equipped with an ion 
projection setup (not presented here). For the implantation of fine structures or of single ions 
we use two different techniques: either directly focusing the beam to the sample using a 
strong magnetic field or implanting through a mica mask containing nano-channels with 
high aspect ratio. 
4.1.1 Focusing with single lens superconductive solenoid 
Microbeam systems are under development since the seventies. Most systems are based on 
quadrupole lenses to focus MeV proton beams for analytical purposes. For a maskless ion 
implantation, the focusing of heavy ion beams is necessary. Additionally, a fast change of 
the focusing power is useful. Electrostatic lenses are too weak for this purpose and only 
magnetic fields meet all the requirements. 
A maskless and focused ion implantation below 1 µm can be achieved using a single-lens 
system based on a superconductive 14 T solenoid without any ferromagnetic core. Such a 
system has been developed in Bochum. A focusing power of 100 MeV a.m.u. can be 
achieved which is enough to focus any ion in the energy range from 500 keV to more than 20 
MeV. Moreover, a fast and easy change of ion species and/or ion energy can be done within 
30 minutes. The chromatic aberration is comparable to the one of quadrupole systems. 
However, the spherical aberration is about one order of magnitude smaller. The smallest 
spot size achieved is about 400 nm, which corresponds to the expected theoretical value (as 
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considering the diaphragm size and demagnification factor). However the alignment and 
the focusing are extremely sensitive and the beam focus can hardly be reduced below 1 µm. 
An electrostatic octupole placed inside the lens is used in order to scan the beam and to 
correct the lens aberrations. A scheme of the system can be seen in figure 5a. A standard 
beam focus can be estimated from figure 5b. It shows an array of spots made of a few NV 
centres which has been created by the focused implantation of ~ 30 nitrogen ions (energy 11 
MeV) per spot. In these conditions, the NV centres are 4.2 µm deep and the expected ion 
straggle is about 120 nm. It can be seen that the beam focus is in the range of 1-2 µm. Better 
focuses have nevertheless been achieved for the creation of pairs of close-by NV centres 
(Meijer, 2005; Neumann, 2010) or of intrinsic TR12 centres (Naydenov, 2009). 
 
Fig. 5. (a) Scheme of the ion microbeam setup. The ion beam delivered by the accelerator is 
formed by an aperture and focused with the superconductive solenoid lens on the target. An 
in-lens electrostatic octupole is used for correction of the lens aberration and for scanning 
the ion beam (Pezzagna, 2011a). (b) Confocal fluorescence microscopy scan of an ultrapure 
diamond implanted with 11 MeV nitrogen ions. The focused beam has been scanned in 
order to produce a pattern of NV centres with a distance of 3 µm. The average number of 
implanted N per spot is 30. Each bright spot corresponds to a single NV centre. 
4.1.2 Collimating through nano-channels in mica 
Another possibility to obtain high-resolution implantation using MeV ions is to use a mask. 
However, fabricating a mask able to collimate an MeV ion beam to a few tens of nanometers 
is not trivial. It requires small channels inside a thick material to stop energetic ions, and 
therefore with a high aspect ratio. In what follows, we show how mica can be used in such a 
way, how nano-channels with an aspect ratio higher than 100 can be fabricated and how 
ions can succesfully be implanted through the nano-channels. The nano-channels are 
fabricated in a two step process. First, mica (muscovite) layers of 5 to 30 µm thickness are 
irradiated by swift heavy ions, samarium with an energy of 1,6 GeV. The energy is high 
enough so that the ions go through the mica layer while they produce an ion track of 
amorphous material (a few nm in diameter) across the mica sheet. The amorphous material 
in the tracks presents a higher etcheability and can therefore be removed chemically in a 
second step (Khan, 1981). We use an aqueous solution of hydrofluoric acid at 10%. The 
result of such a process can be seen in figure 6a. Nano-channels with very smooth walls are 
formed in the mica, all having the same rhombus-shaped opening. The size of the channels 
depends on the time the layer is left in the acid solution. Channel sizes below 30 nm have 
been demonstrated in 5 µm thick mica (Pezzagna, 2011b). Figure 6b shows the result of the 
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implantation of nitrogen ions in diamond through such a mica layer with nano-channels. 
The fluorescence scan of the diamond after annealing reveals the creation of NV centres. 
Each bright spot corresponds to the fluorescence of one or several NV centres. We have 
unfortunately not yet the possibility to show high-resolution STED microscopy pictures of 
the single spots, however, previous measurements indicate that average spot size is 
approaching the limit of the ion straggle. This result shows an increase in resolution of one 
order of magnitude in comparison with the focusing using a superconductive lens. 
Regarding the high aspect ratio of the nano-channels, it is however important to characterise 
the transmission of ions through the mica layer. We first can indirectly estimate the 
transmission by measuring the average number of NV centres created by the implantation 
of N through a single nano-channel. We assume a creation yield of NV centres of 15% 
(Pezzagna, 2010a). By measuring the second order autocorrelation function of the photon 
emission statistics coming from each fluorescence spot (Hanbury Brown, 1956), we found 
out that approximately 4% of the ions have been transmitted. To verify this estimation, we 
performed a direct measurement of the transmission by shooting 1 MeV nitrogen ions on a 
mica layer with nano-channels and using an ion detector placed directly after it. The layer 
has been mounted on an 100 µm diameter aperture which can be tilted with respect to the 
ion beam. In this experiment, the rate as well as the energy of the transmitted ions have been 
measured as a function of the tilt angle. At maximum, the transmission is about 1% and an 
energy broadening of the transmitted ions of about 175 keV is observed. If the mica is 
slightly tilted (1.7°), the transmission strongly drops down and the energy maximum is 
shifted down to 650 keV with a FWHM of about 500 keV. 
 
Fig. 6. (a) Mica layer with nano-channels (Pezzagna, 2011b). (b) Confocal fluorescence scan 
of an ultrapure synthetic diamond implanted with 1 MeV nitrogen ions through the mica 
layer. Each spot corresponds to one or more nitrogen related optical centres. 
Details of the experiment can be found in reference (Pezzagna, 2011b). The energy 
broadening and the decrease of the energy maximum of the transmitted ions indicate that 
ions are scattered at the walls of the nano-channels where they lose energy. We attribute this 
to a misalignment of the ion beam and the nano-channels. Charging up of the mica layers 
may also contribute to limit the transmission. Further investigations have to be done in 
order to improve the transmission, however this technique offers an implantation resolution 
for MeV ions approaching the straggling limit. In the future, single nano-channels will be 
used to collimate high energy ion beams in order to achieve patterned implantations with 
high resolution. 
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4.2 100 kV negative ion accelerator 
In the energy range of a few tens of keV or less, it is possible to use resist and electron beam 
lithography to achieve high-resolution ion implantation. Typically, using PMMA 
photoresist, one deposits a few hundreds of nm on top of the substrate. This means that the 
energy of the ion has to be low enough to preclude any transmission through the resist 
mask. 
 
 
 
 
Fig. 7. (a) SEM image of a PMMA photoresist mask patterned by electron beam lithography. 
The estimated hole diameter is 65 nm and the resist thickness is 230 nm. (b) Confocal 
fluorescence image of the surface of a diamond implanted with 55 keV CN- molecules 
through a PMMA mask. (c) Zoom on the inset in (b). (d) STED image of the same confocal 
spot, the single NV centres can be resolved. (e) Distribution of the number of NV centres per 
spot, fitted by a Poisson distribution with an average value of 1,23. 
The creation of NV centres in diamond with this technique has already been demonstrated 
with 80 nm resolution (Spinicelli, 2011; Toyli, 2010). A compromise has to be found between 
the resist thickness and the smallest details that one wants to achieve into the photoresist. 
The use of a PMMA mask suits the 100 kV negative ion accelerator that is operated in 
Bochum. A SEM picture of a PMMA with ~ 65 nm holes made by e-beam lithography is 
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shown in figure 7a. The creation of NV centres by implantation of CN- molecules is shown 
in figure 7b. Here also, confocal microscopy cannot provide informations on the spatial 
resolution. We have therefore used STED microscopy on the brightest spot containing the 
highest number of NV centres (figure 7c and 7d). The dimension of the spot (although not 
circular) is about 60-80 nm which is in good agreement with the size of the holes observed in 
the PMMA layer.  
Note that this accelerator enables the implantation of CN- molecules which can be a unique 
method to create a pair made of an NV centre and a close by 13C. As it will be seen in the last 
section, the electron spin associated to an NV- centre can be coupled with the nuclear spin of 
a 13C atom (provided both are separated by only a few nm) to build a quantum register 
operating at room temperature. 
4.3 5 kV nanoimplanter 
In order to aim at the highest positioning precision of implanted ions, one has to reduce the 
ion energy to a few keV or less. The 5 kV “nanoimplanter” is dedicated to ion implantation 
with the smallest straggle possible and therefore targeting nanometer resolution. It 
combines a low energy ion gun with an atomic force microscope (AFM), the tip of which is 
pierced with a nano-hole (Meijer, 2008; Pezzagna, 2010b). Focusing such a low energy (a few 
keV or less) ion beam to nanometer spot size is almost impossible due to chromatic 
aberrations. The principle of the setup is therefore to use the nano-hole in the AFM tip as a 
collimator of the ion beam which can moreover be addressed at any place of a substrate. 
This system offers the possibility for example to previously image with the AFM tip a 
structure in which ions have to be implanted (a photonic crystal, a planar micro-LED, a 
quantum dot, etc.) and then to run the implantation process. The setup built in Bochum is 
equipped with a gas-source ion gun (5 kV, SPECS IQE 12/38) combined with a Wien mass 
filter (EB). This provides positive species of any inert gas (He, Ar, Ne, Xe, Kr, N2) as well as 
reactive ions by use of O2 or H2. However, this source can be replaced by a liquid metal ion 
source to extend the implantation possibilities to other atoms. The ion currents can be in the 
range 10 µA to less than 1 pA and the acceleration voltage can be tuned from 5 kV down to 
0,2 kV. A supplementary single electrostatic lens is used in order to focus the beam to the 
sample. The minimum beam diameter obtained at the target sample position can be reduced 
by using an aperture a few µm large placed before the single lens. The sample holder is 
mounted on the piezo-electric scanner of the AFM which allows nanometer placement in a 
range of 60 µm. The AFM scanner itself is mounted on a long-range step-motor table 
providing µm placement over several centimeters. The ion beam current is measured using 
a Faraday cup fabricated directly on the sample holder and using a picoamperemeter. In the 
case of very low currents, an electron multipler (detection efficiency > 90%) allows to detect 
single ions. In order to align the AFM tip to the ion beam, an in-situ microscope objective 
(10x) gives a live view of the sample. The AFM system (PI Instrument) works in contact 
mode and uses piezoresistive cantilevers (Persaud, 2006). The AFM cantilever and tip are 
made of silicon nitride and the tips are hollow. A view of the system is shown in figure 8a. It 
is mounted on a vibration-free optical table and an ion pump is used during the ion 
implantation with the tip in order to avoid vibrations. Figure 8b is a view inside the 
chamber and figure 8c is a scheme of the setup showing the Faraday cup and the electron 
multiplier (both not visible in figure 8b) which are used to measure the ion beam current. 
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Fig. 8. 5 kV ion implanter combined with an AFM. (a) Picture of the chamber placed on a 
vibration isolated optical table. (b) View inside the chamber. (c) Scheme of the sample 
holder. The ion beam is fixed, therefore the sample holder can be moved using the 
combination of a long range translation stage and the scanner of the AFM. The AFM tip is 
controlled by another (X,Y,Z) arm. 
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4.3.1 Drilling the nano-hole by focused ion beam 
The nano-holes used to collimate the ion beam are drilled by focused ion beam (FIB) from 
the backside of the AFM tip (figure 9a and 9b). A thin (a few nm) conductive layer is 
generally deposited before the FIB process in order to avoid any charging up of the tip 
which is based on silicon nitride. A Faraday cup may be placed below the AFM tip which 
has to be drilled so that as soon as a hole is pierced an ion current can be measured and the 
ion beam stopped. It is generally preferred not to drill the hole directly at the summit of the 
tip (figure 9c) because it may be damaged or closed when in contact with the substrate to be 
implanted. The hole shown in figure 9c has a diameter of about 80 nm. We choose the facet 
presenting the highest incidence angle with respect to the ion beam in order to increase the 
hole lifetime under ion bombardment. Due to the fact that the pyramidal tip is hollow and 
thin, the holes can be drilled in a few seconds using 30 keV Ga+ ions and a 10 pA current. A 
typical example of collimated implantation through such a hole can be found in figure 4. It 
will be described in section 4.3.3 how the size of the holes drilled by FIB can be reduced. 
 
Fig. 9. (a) SEM image of the piezo-resistive cantilever at the end of which the tip is glued. (b) 
SEM image of the hollow pyramidal AFM tip. (c) SEM image of the summit of the tip where 
a nano-hole has been drilled by focused ion beam milling. 
4.3.2 Alignment between AFM tip and ion beam 
We use a piece of silicon covered with PMMA photoresist which is sensitive to the ion beam. 
The position of the ion beam, as well as its diameter (figure 10a), can be precisely measured 
in situ using a microscope objective (10x). The AFM tip is then aligned to the imprint of the 
ion beam (figure 10b) which is confirmed by the shadow of the tip eclipsing a part of the ion 
beam. In most of the applications, we use a large beam diameter (~ 20 µm) which allows an 
easy alignment. 
If the hole is placed close to the edge of the tip, there will be an implanted halo around the 
tip. This should however be avoided for some specific applications. In such a case, one can 
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either use a smaller beam focus (however with a more delicate alignment step), or use 
another type of tip in which the hole is located in the middle of a much larger cantilever 
thus allowing to use large beams and still ensure excellent alignment. 
 
 
 
Fig. 10. In situ beam characterisation using PMMA photoresist. (a) Impact of the ion beam 
on PMMA at different focusing voltages of the single lens for focus adjustment. (b) 
Alignment of the mobile AFM tip to the fixed ion beam. 
4.3.3 Reducing the size of the nano-holes 
It has been shown that ion beam irradiation could lead to a reduction in the size of nano-
apertures. Li (Li, 2001) named this effect ion beam sculpting. We observe the same 
phenomenon for the nano-holes in the AFM tips (Pezzagna, 2010b). Therefore, there exists a 
way to control the closing or even opening of the nano-holes in a more or less limited way. 
This allows to reach extremely small collimation of the ion beam and to perform ion 
implantion at very high spatial resolution. Figure 11a shows the creation of NV centres by 
implantation through a hole, the size of which has been previously reduced from 100 nm to 
below 20 nm by ion beam sculpting. The STED image reveals an implanted spot (FWHM of 
21 nm) in which the single NV centres can no more be resolved (figure 11b). The optical 
resolution of the STED microscope is here of 10 nm. A critical point for this technique to 
ensure the collimating of the ion beam is the distance between the nano-hole and the 
substrate. The use of the AFM tip guaranties an excellent control of this distance. In case the 
hole is far away from the surface (a few µm), undesired scattered ions may broaden the 
implantation resolution. The technique using the pierced AFM tip provided to date the 
highest precision in the creation of NV centres in diamond. It is important to note that using 
the nano-hole as collimators, any kind of ions can be implanted and not only nitrogen. 
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Fig. 11. (a) STED microscopy scan of the spot of NV centres created by implantation of 5 keV 
nitrogen ions through a reduced nano-hole. (b) Intensity profile corresponding to the line 
seen in (a). The optical resolution of the STED microscope is here 10 nm. 
4.4 Towards deterministic ion implantation 
An ideal ion implantation setup would provide nanometer spatial resolution of 
deterministic single ions. We have just seen that resolution below 20 nm is possible and that 
furthermore it can be even improved. However only a statistic number of ions can be 
implanted. Although single implanted ions can be detected in some specific cases where the 
secondary electrons produced by the impacts in the target are recorded, it would be much 
more advantageous to directly shoot deterministic single ions from the accelerator. In this 
view, the most promising method relies on an ion Paul trap out of which single ions can be 
extracted and further accelerated and focused. Schnitzler et al. show that deterministic 
single Ca+ ions can be shot out of such a trap and detected by an electron multiplier 
(Schnitzler, 2009). In terms of focusing, nanometer regime can theoretically be reached 
provided the ions in the trap can be cooled down to their motional ground state. Energies in 
the keV range should be reacheable as well as extraction rates in the kHz regime. 
5. Applications of optical centres in diamond 
There are several hundreds of optical centres known in diamond (Zaitsev, 2001) which cover 
a large spectral range from ultraviolet to near infrared. The most prominent of them are the 
nitrogen-vacancy NV centre, the silicon-vacancy SiV centre, the nickel-related NE8 centre, or 
the chromium-related centres. All of these defects in diamond have been observed as single 
centres and have shown single photon emission under optical excitation. One of the greatest 
advantages of optical defects in diamond is their high stability and the possibility to create 
some of them artificially, especially by high-resolution ion implantation, in bulk diamonds 
but also in nano-diamonds. Diamond-based robust single-photon-sources using NV centres 
(Kurtsiefer, 2000) are nowadays finding remarkable applications in many fields of physics 
(applied and fundamental). They have been used for quantum cryptography (Beveratos, 
2002; Alléaume, 2004) or single photon interference (Jacques, 2007). Electrically triggered 
single-photon-sources are however still missing. 
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In biology and medicine, NV centres imbedded in nanodiamonds are widely used as 
fluorescent labels (Faklaris, 2008; Fu, 2007). They combine the advantages of high 
brightness, excellent photostability and non-toxic nature of the nano-diamonds. The 
continuous imaging of the digestive system and the cellular development of living worms 
feeded with nano-diamonds has for example been demonstrated (Mohan, 2010).  
Another promising application of the NV centre is quantum registers. The electron spin 
associated to one single NV- centre can be polarised and read out optically and manipulated 
using microwave pulses (Jelezko, 2004). Moreover, the coherence time of the electron spin 
can be as long as 2 ms (Balasubramanian, 2009) in isotopically engineered diamonds (with 
reduced [13C] concentrations) which has no equivalent in the solid state at room 
temperature. The achievement of basic quantum information protocols necessitates 
multipartite entangled states. Several qubits have to be coupled and controlled 
independently in order to create such quantum states. This can be achieved in diamond at 
room temperature; quantum registers using the interaction between the electron spin of an 
NV defect and other neighbouring spins in the diamond matrix (nuclear spins of 13C 
isotopes or of the nitrogen atom itself) have been demonstrated at 300K (Gurudev Dutt, 
2007). A scalable quantum information architecture would however require the coupling 
between distant NV centres. In the case of ultrapure CVD diamond substrates, the distance 
should not exceed 20 nm (to keep coupling prevailing over decoherence). A quantum 
register has also been demonstrated using the dipolar magnetic coupling between the 
electron spins of two NV centres separated by 9 nm (Neumann, 2010). These NV centres 
have been produced by the focused implantation of 2 MeV nitrogen ions. To create scalable 
NV centres further efforts are however necessary: increase the creation yield from N to NV 
during annealing (Pezzagna, 2010a) and achieve deterministic implantation of single 
nitrogen ions. 
High sensitivity magnetic sensors can also be realized using the spin properties of the NV 
centres (Balasubramanian, 2008; Degen, 2008; Maze, 2008). In the case that a magnetic field 
is applied in the vicinity of an NV centre, the ground state sublevels (ms=±1) are splitted by 
the Zeeman effect. This splitting can be measured by optically-detected magnetic resonance 
technique. The frequency splitting between the two resonance lines is directly related to the 
amplitude of the magnetic field. More sophisticated and sensitive techniques are based on 
the determination of the magnetic field through the dephasing that it induces in Ramsey-
type experiments (Taylor, 2008). Two magnetometry approaches are possible: using a single 
NV spin attached at a scanning probe or using ensemble of NV centres. The first approach 
provides high resolution imaging while the second reaches high detection sensitivity. 
For future quantum communication, the NV centre is however not the ideal single-photon-
source (Aharonovitch, 2011; Pezzagna, 2011a). Both in terms of spectral width and of 
emission rate, other defect centres have been found (especially the “Chromium-related 
centres”) which provide higher photon rates with narrower emission bandwith. 
Unfortunately, it has not yet been possible to produce these centres in a reproducible way 
neither by ion implantation nor during diamond growth. As a result, there is still a large 
field to explore in the search of an ideal single-photon-source in diamond and the versatility 
of ion implantation makes it be the technique of choice. 
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6. Conclusion 
Ion implantation is a unique tool which makes it possible to artificially place impurity atoms 
in any host substrate. New implantation techniques allow for more precisely controlling the 
position of implanted ions. In this chapter, we have reviewed some of the techniques 
providing the highest focus for ion beams on a large energy range. To give a relevant 
comparison, we have implanted nitrogen ions in diamond with each of these techniques in 
order to produce the so-called nitrogen-vacancy (NV) defect centres. An extremely precise 
determination of the lateral resolution was made possible by optically imaging the single 
NV defects produced by implantation and taking advantage of the exceptional imaging 
capabilities of new sub-diffraction optical microscopy. There is a physical limit to the ion 
implantation resolution, mainly due to straggle and channeling. For a given ion and target 
material, this limit depends only on the ion’s kinetic energy. Therefore, the implantation 
resolutions obtained with techniques providing ions in different energy ranges should also 
be compared with the intrinsic limit at the corresponding energies. 
 
Fig. 12. Lateral resolution vs ion energy plot of the state of the art ion implantation of 
nitrogen in diamond. The grey line represents the lateral straggle for nitrogen in diamond. 
Figure 12 is a plot of the state of the art lateral resolution which has been demonstrated at 
different ion energies in the case of nitrogen ions implanted in diamond. The lateral 
straggling is also plotted. The highest implantation precision (15 nm) has been obtained by 
collimating the ion beam using an AFM tip pierced with a nano-hole (Pezzagna, 2010b). It is 
possible to even improve this resolution as it has been shown that nano-hole diameters can 
be reduced using the ion sculpting technique (Li, 2001). Note that the AFM-implanter 
system provides ions possessing the lowest energy of all the techniques presented here and 
therefore the lowest ion straggle. In the case of MeV ion beams, the collimation by nano-
channels in mica offers a precision approaching the straggle limit (Pezzagna, 2011b). Since 
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this is a very new technique, further research will be necessary, especially to improve the 
transmission of ions through the nano-channels. 
Apart from the placement precision, the control of the number of implanted ions becomes 
crucial in smaller implanted devices. Promisingly, the method based on an ultracold ion 
trap (Schnitzler, 2009) presented in section 4.4 has already made possible the deterministic 
implantation of countable single ions for the first time. 
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